The title compounds were synthesized by the oxidation of 4-benzyl-4-methyl-2,6-diphenyl-4H-thiopyran [1] with sodium metaperiodate. To a solution of the 4H-thiopyran in methanol (10 mL) and acetone (5 mL) was added a solution of sodium metaperiodate (1 mmol) in water (5 mL). The resulting mixture was left to stir at room temperature overnight. The reaction mixture was diluted with water (20 mL) and extracted into CH2Cl2 (3 × 10 mL). The combined organic fractions were dried (MgSO 4) and the solvent removed under reduced pressure to give a yellow oil consisting of unreacted starting material and two stereoisomeric monoxides in different ratios. Purification by PLC on neutral alumina using a mixture of petroleum ether/ethylacetate (v/v 70:30) as eluent followed by crystallization afforded the corresponding cis-and trans-sulfoxides as white crystalline solids. Recrystallizations from chloroform and ethanol gave crystals suitable for X-ray structure analysis.
Source of material
The title compounds were synthesized by the oxidation of 4-benzyl-4-methyl-2,6-diphenyl-4H-thiopyran [1] with sodium metaperiodate. To a solution of the 4H-thiopyran in methanol (10 mL) and acetone (5 mL) was added a solution of sodium metaperiodate (1 mmol) in water (5 mL). The resulting mixture was left to stir at room temperature overnight. The reaction mixture was diluted with water (20 mL) and extracted into CH2Cl2 (3 × 10 mL). The combined organic fractions were dried (MgSO 4) and the solvent removed under reduced pressure to give a yellow oil consisting of unreacted starting material and two stereoisomeric monoxides in different ratios. Purification by PLC on neutral alumina using a mixture of petroleum ether/ethylacetate (v/v 70:30) as eluent followed by crystallization afforded the corresponding cis-and trans-sulfoxides as white crystalline solids. Recrystallizations from chloroform and ethanol gave crystals suitable for X-ray structure analysis.
Discussion
Recently, it has been shown that the central sulfur ring in cis-4-(ptrifluoromethylphenyl)-2,4,6-triphenyl-4H-thiopyran-1-oxide has a boat conformation [2] , whereas in cis-4-methyl-2,4,6-triphenyl-4H-thiopyran-1-oxide the boat conformation becomes rather flattened [3] . In continuation of the research to evaluate the effect of substituents on the conformation of the central sulfur ring of 4H-thiopyran-1-oxides, two new cis-and trans-stereoisomeric forms with C 25H22OS formula could be isolated and their crystal structures determined. The volumes per molecule in the cis-and trans-isomers are 487.2 Å 3 and 504.4 Å 3 , respectively. The difference being in an acceptable range is related to the difference of the packing densities (1.263 g/Å 3 and 1.229 g/Å 3 , respectively). The Flack parameter calculated for the cis-isomer is 0.04(6) which confirms the correct absolute structure. The deviations of the central sulfur ring and its attached atoms from the least square planes are 0.005 Å (S1A), 1.297 Å (O1A), 0.011 Å (C1A), -0.019 Å (C2A), 0.007 Å (C3A), 0.011 Å (C4A), -0.016 Å (C5A), -1.238 Å (C6A) and 1.302 Å (C7A) for the cis-stereoisomer (figure, top) as well as -0.023 Å (S1), -1.390 Å (O1), 0.014 Å (C1), 0.003 Å (C2), -0.010 Å (C3), -0.007 Å (C4), 0.023 Å (C5), -1.256 Å (C6) and 1.260 Å (C19) for the trans-stereoisomer (figure, second from bottom). The crystal structures of both cis-and transstereoisomers consist of two crystallographically independent molecules. In the second molecules the deviations of the central sulfur ring and its attached atoms are 0.012 Å (S1B), -1.300 Å (O1B), -0.017 Å (C1B), 0.000 Å (C2B), 0.024 Å (C3B), -0.028 Å (C4B), 0.009 Å (C5B), 1.344 Å (C6B) and -1.188 Å (C7B) for the cis-stereoisomer (figure, second from top) as well as 0.046 Å (S1¢), -1.216 Å (O1¢), -0.024 Å (C1¢), -0.028 Å (C2¢), 0.059 Å (C3¢), -0.027 Å (C4¢), -0.025 Å (C5¢), -1.066 Å (C6¢) and 1.424 Å (C19¢) for the trans-stereoisomer (figure, bottom). The two independent molecules of both isomers differ significantly in the orientations of the aromatic rings attached at C5A/C5B for the cis-and at C1/C1¢ for the trans-form. Contrary to the p-trifluoro methylphenyl [2] and methyl [3] analogues, the central sulfur rings in both cis-and trans-stereoisomers of the title compounds are planar. 
